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(57)Abstract: 

PROBLEM TO BE SOLVED: To provide a catalyst 

system which makes easy, efficient and stereoselective 

Mannich reaction possible from an N-acylimino ester 

having an aromatic cyclic substituent at the molecular 

end as the starting substance. l^^lL- i 

SOLUTION: A new chiral copper catalyst obtained by PR * 

mixing a compound expressed by CuCI04 4CH3CN with 

(S)-xylyl-Bis[bis(R1 )phosphino]-1 , 1 '-binaphthyl f^f^"^\ 

expressed by formula (II) is used. In formula (II), R1 ^^'M* 

represents an aromatic group which may have a 

substituent. 
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A^tt^^Tt&^SScytonema sp. (strain U-3-3) 
cOi^ft^^^lT^SScytonemin A (Helms, G.L; Mo 
ore, R.E., Niemczura, W.P. , Patterson, G.M.L. , Tom 
er, K.B., Gross, M.L. J.Org.Chem. 1998, 53, 129 
8) . Theone\\am<VmMmft&&COftm&^7J-V? 
&l>Theone 11 amide F (Matusnaga, S., Fusetani, N. , 
Hashimoto, K. , Walchli, M. J.Am.Chem.Soc. 1989, 11 
1, 2582) H Xy 4 >3fl$M (Dickson, R.C. Annu. Re 
v. Biochem. 1998, 67, 27) *tt#btth%<<nh<ntf 
#JB, $8£$flT^S (Humphrey, .M., Chamberlin, 
A.R. Chem. Rev. 1997, 97, 2243; von Dohren, H., Ke 
ller, U., Vater, J., Zocher, R. Chem. Rev. 1997, 9 
7, 2675; Koltr, T. , Sandhoff, K. Angew. Chem. , Int. 
Ed. 1999 , 38, 1532& tl 0 
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Ishitani, H. Chem. Rev. 1999 , 99, 1069) 

StRWMannichSRjC^a^^L, W&LX^h (Ish 
itani, H., Ueno, M. , Kobayashi, S. J. Am. Chem.SOc. 
1997, 119, 7153; Kobayashi, S. , Ishitani, H., Uen 
o, M. J.Am.Chem.Soc. 1998, 120 , 431; Ishitani, H., 
Ueno, M. , Kobayashi, S. J.Am.Chem.Soc. 2000, 122, 
8180; Kobayashi, S. , Ishitani, H., Yamashita, Y. , 
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iWfcl/CJflVvfc (tf=0) . tti. l3 CXli. CDC 

la^rtSPSt^LrfflV^ (5=77.0) . 
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[00 57] ^5A?D7N^77^-(i, Silica gel 
60 (Merck*t)T\ 4fe«Ji^O"7h^97-f-fct s Wak 
ogel B-5F (Wt&M) «BWCfrT>fc. 

[0058] vvffuDKjetr/i^T, ejis^tf 

[0059] N-Tv/M s yxx?*2Uft»?GB£ 
ftTSy (Kobayashi, S. , Kitagawa, H. , Matsubara, 
R. J.Comb.Chem. 2001, 3, 401) %m^Xttfc-?& a - 
yo^y tyyWmfa (Ueno, M. Kitagawa, H.lshitan 
i, H. , Yasuda, S. , Nishijima, K. , Hanada, K. , Koba 
yashi, S. Tetrahedron Lett. 2001, 42, 7863) <£ *)M 

8U:. 
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[0061] CuClQ, • 4CH 3 CN (3.2 mg, 0.010 mmol ) £ 
J^fSaTl^BMBIlLfc. ZtllZ. (S)-xylyl-BINA 
P (8.1 mg, 0.011 mmol) ( (ft) B»^S^) CDx 
?dd^^ (1.0 mL) JWtT^yTTJIi. ftfe 
*ifc«»feS»*0. 5«*RHM»U:. 

[0 0 6 23 ®m-7 8°CfCtt£lltz1£. N-Ky 
5yx^r;Kfk-^lj2) (0.1 mmol) 

e&vwaws (l.o mL) s»fcm*fc. 
[0 0 6 33 J«c. yiJ/uy-;H-f^!tah'- 
;Uxy-;UX-r/U (0.15 mmol) WfunXfV® 
ft (1.0 mL) £ 1 oaffihWtTSanU - 7 8-ec 1 8 

[00643 raE*»nTHF-**aamu as^f? 
lymmmm^zMx., no* u * 

*lT*Bfc»EEIJi*U:. 
[00653 xU/Pxy-^X— f^ifflV^jRTti, 
y?DD^?y (3.0mL) i3j:W).2N HCl<7)x^ony 



(1.0 mD immzmt. RjE»*3a-ei 0 
[0066] a^wssarierauBfu * (5«l) 

iJit/AcOEt (5ml) TKJBfcffjLU:. il£?8£AcOEt 

[0067 3 r^^h'^^x— r/USrfiM LfcjRT 
te. y7oo>^y (3.0mL) feit/0.2N HCl£>v?n 
n*?>1§)fc (1.0 mL) ^JStttCJnififtbOfc. THF 

(5.0 ml) fcilflN HCl**§?g (0.25 mL) £«StCflO 
JxJ£S££Mfi"Cl OtfRHHff Lfc», fc«£Bfc*L 

[ 0 0 6 8 1 ®m®£ Lfc». x u * y/w 

?D7h^77^W0»IL. f^5a-5c£^ 
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[007 1] *fc % 5a-5cOHffitt»*a2-4t^L [0072] 
fc. [^2] 

Ethyl 2-8enzoyIamiiio^oio-4-p^enyIbn^ [a] ^ -50.8 {c 0.51, 

CHCI 3 ); mp 86.5-87.3 *C, *H NMR (CDd 3 ) 5 = 1.25 (t, 311 J = 7.1 Hz), 3.72 (dd, la 
J : 4.0, 18.3 Hz), 3.86 (dd, 1H, J » 4.0, 18.3 Hz). 4.25 (q, 2H, J * 7.1 Hz). 5.16 (dt. 1H, 
J = 4.0. 7.9 Hz), 7.3-7.7 (m, 7H), 7.81 (d, 2H. / = 7.0 Hz), 7.96 (d, 2H. J = 7.1 Hz); *3C 
NMR (0>C1 3 ) 8 = 14.1,40.5,48.8, 61.9. 127.1, 128.1, 128.5, 128.7, 131.8, 133.8, 
136.0, 167.0, 171.2, 198.0; IR {neat) 1653, 1681, 1739 cm* 1 ; MS (EI) m/z * 325 (M+); 
HPLC, Dsdcel Chixalcd AD, hexanc/fprOH = 9/1, flow rate = 1.0 mlVmin : Ir * 22.7 
imii (S), H = 27.3 min {K). 

[S3] 

4-EthyI 1-MethyJ 3-B€moyl«nlno-24^llmethyl^ (tf): [a] »d .3.4?. (c 

0.56. CHC1 3 ); mp 42-43 *C: »H NMR (CDC1 3 ) 6 » 1.2-1.3 (m, 6H). 1.37 (s, 3H), 3.76 
Is. 3H), 4. 1-4.3 (m. 5.06 (d, 1H.7 * 9.4 Hz), 7.20 (d. 1H, J = 9.4 Hz), 7.4-7.6 (m, 
3HX 7.84 (d, 2H, J = 7.3 Hz); »*C NMR (CDd 3 ) 6 = 14.1, 22.5, 23.a 45.5, 5Z3. 58.3, 
61.7, 127.1, 128.7, 131.9. 133.9, 167.2. 1705, 176.2; IR (neat) 1658, 1739 cnr*; MS 
(EI) mil » 308 (M : +1): HPLC, Oaicel Chiralcel AD. hexane/'PrOH = 19/1, flow rate * 
1.0 mL/min : ft i 16.8 min (If), ft = 21 2 ran (5). 

[314 3 



[00733 



[00743 



K8) 003-260366 ( P 2 0 0 3 - 2 6 0 3 6 6 A ) 

Ethyl 2-B«n2oyUiiiim>-3- fchybutfkoyicarbonyipropionatt (fc^: [a] w d~79-5 
(c 0.50. Caa 3 ); mp 64^5 *C; >H NMR (CDCb) 5 = 1.24 (t, 3H, / - 7.4 Hz), 1 29 (U 
3H. J * 7.1 HA 189 (dq, 2H, 7 - 1.3, 7.4 Ht), 326 (dd, IH. / - 4 J 16.5 Hz), 3.34 (dd, 
IH, J m 4.5, 16.5 Hz), 4.2-4.3 (m, 2H), 4.99 (dt, 1 H. J = 4 J. 7.5 Hz), 7.16 (d, IH, / = 
13 Hz), 7.4-7.6 (in, 3H), 7.81 (d, 2H. J » 7.0 Hz); >3c NMR (CDCI3) 6 * 14.1, 14 J. 
23 J, 44.9, 49.5, 62.0. 127.1, 128.6, 131.8, 133.7, 166i9, 1705, 197.4; IR (neat) 1648, 
1683 , 1743 cm- 1 ; MS(H)/n/z = 310 (M++1); HPLC. Daicd Chlralcel AD, 
hexanc/PiOH = 19/1. flow rate = 1.0 mLtain : ft- 34.8 mill ($), fR« 38.8 min (J?). 



(51) Int. CI.? FI (##) 

C0 7B 61/00 30 0 C0 7B 61/00 3 00 

C07M 7:00 C07M 7:00 



F*-A(##) 4G069 AA06 BA27A BA27B BC31A 
BG1B BE27A BE27B BE37A 
BE37B BE46A BE46B CB25 
CB57 CB59 CB77 

4H006 AA02 AC48 AC53 AC60 AC81 
BA05 BA46 BA53 BJ50 BR30 
BT12 BV72 TN40 TN60 

4H039 CA62 CA66 CA71 CF40 CG90 



